methanol and precipitated in diethyl ether (300 mL). The polymer was then filtered off and dried under vacuum to yield a yellow powder. The monomer conversion was determined after polymerization by 1 H NMR by comparing the integration of the vinyl protons (δ ~ 6.50-5.50 ppm) to the integration of the three methyl protons belonging to the Z group of the MPABTC chain transfer agent (-CH 2 -CH 3 ) and the obtained monomer conversion was 98% for both monomers. The linear polymer B 1 (poly(NAM 39 -stat-HEA 10 )) was analyzed by SEC in CHCl 3 . M n,SEC = 6200 g mol -1 , Ð = 1. backbone, CH 3 R-group, CH 2 Z-group), 0.87 (t, 3H, J = 8.0 Hz, CH 3 Z-group).
Synthesis of copolymer B 1
SCNP
The copolymer B 1 (0.332 g, 0.048 mmol) was dissolved in 48 mL dry DCM. MDI (0.06 g, 0.24 mmol, 0.5 eq. of n(-OH)) was dissolved in 48 mL dry DCM. DBTDL (0.530 g, 0.5 mL, 0.83 mmol) was added to the solution of MDI as a catalyst. Both the solution of copolymer B 1 and MDI were degassed by N 2 for 5 minutes. Then the solution of the copolymer B 1 was added to the solution of MDI (with vigorous stirring) at 2 mL h -1 using a syringe pump at room temperature. After addition the reaction mixture was left for 2 h at room temperature. Subsequently, an excess of methanol (1.580 g, 2 mL, 49 mmol) was added to the reaction mixture to quench the unreacted MDI. After that the reaction mixture was evaporated to dryness under reduced pressure. The crude product was dissolved in DCM 1 mL and precipitated in diethyl ether (300 mL). The precipitate was then filtered and dried under vacuum to yield a pale yellow powder (0.328 g). mmol, 0.01 eq.), 1, 4-dioxane (0.47 mL), mesitylene (0.01 mL, used as reference) were introduced into a flask equipped with a magnetic stirrer and sealed with a rubber septum. The flask was degassed purging with nitrogen for 15 minutes, and the flask was placed into a reheated oil bath at 70 ˚C. After 24 h, the reaction was stopped by cooling in a cold water bath. Subsequently, a sample was taken from the reaction mixture for the 1 H NMR and SEC analysis. The reaction mixture was used for the next chain extension without further purification. The monomer conversion was determined by 1 H NMR by comparing the integration of the vinyl protons (δ ~ 6.50-5.50 ppm) before and after reaction using mesitylene as reference, and the obtained monomer conversion was 62% for NAM. 
Synthesis of B 1 -B 2 -B 3
The reaction mixture of B 1 -B 2 from the previous step was used directly for this synthesis. The flow rate marker peak was used to calculate the M n,SEC by the software which will automatically adjust the peaks to be the same place if they are not overlapping. SCNP . The flow rate marker peak was used to calculate the M n,SEC by the software which will automatically adjust the peaks to be the same place if they are not overlapping. Figure S21 . Full SEC chromatograms (RI traces) of (B 1 -B 2 -B 3 ) SCNP and B 1 SCNP -B 2 -B 3 SCNP . The flow rate marker peak was used to calculate the M n,SEC by the software which will automatically adjust the peaks to be the same place if they are not overlapping. The flow rate marker peak was used to calculate the M n,SEC by the software which will automatically adjust the peaks to be the same retention time if they are not overlapping. µm scan size, sample drop-deposited from a DCM solution at 1µg/mL, a zoomed in picture compared to Figure S26 ). The red line in the topography image shows the analyzed particles.
